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Abstract

We show that incorporation of strong electron correlations into the Kohn—Sham scheme of band structure calculations leads
to a modification of the standard model of the lanthanides and that this procedure removes the existing discrepancy between
theory and experiment concerning the ground state properties. Within the picture suggested, part of the uppef-bladéesd
occupied due to conduction bafixing interaction (that is renormalized due to correlations) and this contributes to the
cohesive energy of the crystal. The lower Hubbard band has zero width and describes fermionic excitations in the shell of
localizedf-s. Fully self-consistent calculations (with respect to both charge density and many-electron population numbers of
the f-shell) of the equilibrium volumé/, and the bulk modulus of selected lanthanides have been performed and a good
agreement with experiment is obtaine®12000 Elsevier Science Ltd. All rights reserved.
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For strongly correlated systems, state-of-the-art band experiment is gradually increasing when one goes from
structure methods fail to give an accurate description. The heavy to the lighter lanthanides. Thus, even though the stan-
reason for the failure is well known: the strong intra-shell dard model is essentially correct, it has to be modified
Hubbard repulsionlJ, is underestimated in the calculations. slightly to better describe the cohesive properties of the
If the f—f interaction is sufficiently strong, tHeshell forms a lanthanides. Such a modification requires a method combin-
localized multiplet (Russel-Saunders coupling) and can ing ab initio band structure calculations (AIBSC) and a
accurately be treated as atomic like. This is the basic idea many-body approach. A variety of such methods are devel-
behind the so-called standard model of the lanthanides andoped. The ideas of orbital polarization [6], LDAU
many of the physical properties seem consistent with it, for method [7-9], Hartree—Fock type of approximations,
example the Curie—Weiss behavior of the susceptibility [1], method of phase shift [10,11] and more advanced methods,
the gross features of the equilibrium volumes [2,3], and the like three-body Faddeev equations [12—-14], have in some
structural properties [4]. When using ab initio calculations cases been successfully applied to systems with strong elec-
employing the local density approximation (LDA), and tron correlations (SEC). New approaches: on the basis of the
treating the-electrons as core states, a too large equilibrium Gutzwiller wave function [15], dynamical mean field [16]
volume,V,, is obtained (for all other elements, LD#der- and the LDA++ approach [17] have also been used for the
estimateghe equilibrium volume). On the other hand, when description of different SEC systems. In many cases, the
the 4s are treated as itinerant electrolNg,js much too low AIBSC-based density of electron states is used as input to
compared to experiment and the observed localized momenta model calculation using a non-self-consistent fixed lattice
(Curie—Weiss law) is absent. Calculations by Delin et al. [5] parameter and Hubbatd. However, since a large value of
show that treating thefélectrons as core states is a very Hubbard repulsion restricts the available electron phase
good approximation for the late lanthanides, but for the space, wave functions and, correspondingly, the matrix
lighter lanthanides the disagreement between theory and elements of mixing and hopping, change. Recently, an

attempt to describe SEC by means of a slave-boson method
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scheme different from the standard slave-boson self-consis-
tency schemes. However, in all these attempts the influence
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consistently an additional system of equations for many-
electron spectral weights and obtain a bandwidth, which is

of SEC on the cohesive properties has not been questionedreduced by correlations.

yet. Our approach to improve on the standard model is based
on the following physical picture: the Hubbard repulsion is
sufficiently large to form large energy gaps between the
(n—1)n and (n + 1)-electron configurations not only in
the heavy but also in the light lanthanides. Near the atomic
limit all f-electrons are in thetrong coupling regime and
hopping and mixing interactions lead to the formation of a
lower Hubbard sub-bands (LHB) — 1) — |n) transitions)
and a upper sub-band (UHBY — |n + 1) transitions). In

our case, however, the lower transitions are substantially
below the bottom of the conduction bands (Ce is an excep-
tion) and, hence, they do not experience any mixing inter-
action. HubbardJ increases with atomic number, due to the
more localized nature of thé<} thus, the LHB goes down in
energy while the UHB goes up and, therefore, it experiences
smaller mixing and is populated with fewer states. These
many-electron local excitations correspond to localized core
electrons within the one-electron picture. The upper transi-
tions are in the energy region where the delocalized elec-
trons do exist. Therefore, the overlap and mixing interaction
may delocalize these transitions, forming an UHB, filled
only by a small amounty, of electrons. This picture corre-
sponds to the multi-orbital Hubbard—Anderson model. The
total occupation number can be written Bs=n+ 7,
wheren is an integer, which is determined by the valence
(nuclear charge) and € n < 1. Thus, most of thd-occu-
pation is in the LHB. This is consistent with the observed
Curie—Weiss behavior of the high-temperature (ab®dye
susceptibility. In the lanthanides, the width of the appropri-
atef-sub band is much smaller than the Hubbard band gap.
This allows one to formulate an effective Sctireger (or
Dirac) equation (SE) for two different energy regions. As is
known from Hubbard’s models [19-22], the single-electron
spectral weight at) = 0 is split by the Hubbard repulsids

to a set of weights, corresponding to an electron transition .

from one ion state to another. These weights renormalize the
matrix elements of the hopping and mixing interaction,
which in turn, cause a narrowing of the bands due to corre-
lations. The theory is developed for a non-orthogonal basis
set, as for instance used in the linear muffin-tin orbital
method in the atomic sphere approximation (LMTO-ASA)
[23,24]. Here, we apply the formalism only in the lowest
approximation, which requires less complicated changes for
methods used in the self-consistent ab initio calculation.
Compared to conventional considerations of the periodical
Anderson model (PAM) which do not include structure-
dependent vertex corrections, we solve the Sdimger
equation for the electrons in fields generated by the nuclei
and electrons in every iteration, with the charge density
obtained from a system of equations for Greens functions
(GF) and spectral weights, thus renormalizing self-consis-
tently the matrix elements of the PAM. On the other hand,
compared to the normal LDA approach we solve self-

Technically our method, briefly described, consists of the
following steps:

1. The total many-electron Hamiltonian is written in terms

of an LMTO basis set.

Thef-electron operators are transformed into a Hubbard

representation.

3. Analytical calculations are performed for the electron
Greens functions for the corresponding PAM in the
LMTO representation in the Hubbard-I approximation
[19-22] (strong-coupling regime).

4. Renormalizing factors to tHg(spd-blocks of the LMTO

Hamiltonian and overlap matrices are introduced which

are derived from a comparison of the frequency and over-

lap matrixes. They arise due to strong correlations in the
system for Greens functions.

Self-consistent ab initio calculations of the system with

SEC are performed.

2.

5.

In practice, the main effect of these steps consists of the
separation [25] of th&electron system into two subsystems
and the correlation driven narrowing of tfidands in the
conventional LMTO Hamiltonian. This, as will be demon-
strated below, leads to an improved description of the bond-
ing of the lanthanide metals. In order to describe our theory
in more detail, the secondary quantized full many-electron
Hamiltonian,#, is written in terms of an LMTO-basis set.
An unperturbed Hamiltonian and a perturbation is
formulated as# = (T + Ve + Vipa) + (Hee — Vipa) =
Ho+ A'. The main effect of thé-part single site correc-
tion from Coulomb interaction,

gl 1 T et
Hy =3 Zummwbmfnwfmza'fnw’fWU
LDA T
- ZV|(=3,U) zfnwfmw

is to localize part of the-spectra, similar to a so-called
LDA + U solution. Let us denote all ndreperators in

the LMTO representation as, . Then the LMTO part

of the Hamiltonian,}’ HLL/(k)akTLakL/, can be written as

a sum ofs, p, d, and f-electrons, and their mixing
interaction,

Ho= Z EanL\ofnma + Z HL,L’(k)CkTLCkL/

@

nmao kL,L!
mmic
+ Z thm Ifnmafmm;a
nm,mom
kR,
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is the hopping matrix element betwedrorbitals and

& = >k Hnomo(K). Since the LMTO-ASA basis is
non-orthogonal with an overlap matriX xn. |xmL/) =
UnLmur» the anticommutator is &.a" } = (0 Dpm-
Thereforethe equation for the bare fermion Greens function,
GoLmu (@) = —(T[ay (Hal ,(0)]),, for this Hamiltonian is

[(U(QnL,mlLl - 3

Thus, we find (by construction) in the square brackets the
conventional secular problem for the LMTO-ASA method
(or any LDA based method). Introducing a full set of states
in an orbital representatiohly) =
v, v, -+ (v denoting a single particléstate mo) allows
to express any single-site operawrrn terms ofX-opera-
tors, . = 3 o (ILZ|T")X T XP9 = |o)(q| and where
(X' = Nr is the occupation number for the stafé
Now we can express the zefegGreens functions, for the
LMTO problem, in terms of X-Greens functions as
G2 (w) = Y4 (f,)al’PaDa(w), whereD,(w) = U(w — A,),
and an X-operator GF G®*=P?D, Here a=
(I, Inr1)(@= (I'h41, I')) are possible Hubbard transitions,
PF I NF + NFn+1’ Arn+1’ Iy — Ern+1 - Epr,—m
Er, = ne’ + Un(n — 1)/2 andp is the chemical potentral

Thef-electron operators can be expanded in the Hamilto-
nian »# into X-operators for the set of many-electron states
described above. Then we arrive at an Anderson like model

Z ErXa’ + > Hou(e! e
KLl

HnL,mlLl]Gml,Ll,mL/(w) = 6n,m oL,

+ > HL(K(f)a €Tl X3+ hel

k,n,u.a

+ > XX
n,m,a,b

Here ton, Zw(f )2 (f) thin.
the equations for the Greens functionsG®® =
—(Tleu X O and G = —(TXMHXN(0)),
(which will be compared with the equation for the
regular Kohn—-Sham (LMTO) problem) we need the
anticommutators ¢ X} ; we find {an,X =, ulil
Ot (E)rn {212, X1} Physically, thls implies that
the f-part of the conduction-band wavefunction, coming
from other sites, experiences strong correlations on the
reference ion. The Hubbard-I as well as mean field approxi-
mation correspond to X2, X1} = Pp 1y 100,
Introducing _renormalized “Fermi” operatord 7" =
Xy fPrr, we find that the matrix form of the GF,
GW, with i,j = ¢, X, coincides with the GF of the Kohn—
Sham equation(, with the only difference being , —

w=2rrAL(f)r r/Pr  whereA=H or 0. Thus,
the most essential, technical part of our theory leads to an
effective secular equation which, when diagonalized gives
eigenvalues with many-body corrections.

As an example let us consider praseodymium metal,
which has two localized-electrons. Therefordef| has a

4

For the derivation of
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value which gives an energy minimum foe= 2. For brief-
ness, we will use the following notation for tHeorbitals:

=Mm=3D)=1lmMm=2])=2 and y=v for y##
1,2 I'qp = (12), 112, = (12v). Let us now consider a
simple polarized solution, where tHeorbitals with v =
1,2 are fully occupied, while the rest of thieelectrons
occupy thef® states|F3) =
=2 andN(lz) =1 whereas aII other population numbers
Ng, are zero. Then,G_; = Dyuz), Gy = Dygp and

v=v = Dagazy. We denote Az, = Aqy = 4, and
A1z = 4,. In the limiting caseA,, A3 — o0, no fs are
present in the conduction band, and therefore this corre-
sponds exactly to the limit of the standard model. The
bands are slightly above the Fermi energy, and the mixing
interaction transferd-character into thes, p, d-electron
states. In a general case it is, of course, impossible to
write equations foNr in terms of only orbital GFs(,,
because equations for higher correlation functions are
needed. However, if for simplicity we assume that these
12v-bands are occupied symmetrically, i@z, =
(17123, N2y, We immediately find

N =2-Nip + 3> Naay =2+,

6)
Naz + D Nazy =1,
i.e.Ng2,) = n/12 andN; = 1 — 7 (for the other rare-earth
elements a slight modification of these expressions is
needed). Thus, renormalization of the population numbers
leads to the form of-locators (single-sitek-independent
part of the GF)

l1-1q i

G =G, = + and

1 2 w — Al w — Az

1-119y/12 11ny/12 ©
—1ln di

G, = +

v w — AZ w — A3 ’
where Az = A12,,12,). The center of the non-renorma-

lized LDA-f-band is in w=A4, and GIPA = GsPA =

G:PA = 1/(w — Ay). Let us ignore for the moment the

non-orthogonality. For a diagonal effective hopping

t,(k, ), of any origin, we haveG, = [(GfY) " —t,]*

Therefore, the expressions for the lodapart, of the self-

energies are Y, = (GPHT -UY, (1 -§,,)n,

(G§¥)™. since all poles irG, are well separated, one can

formulate two effective Schd)nger equations neas ~ A;

and w ~ 4;. Renormalization factorgl — (93/9w),—y,)

are, of course, given by spectral weights (numerators) of

the GFs in these poles. Sinegis small, the bandwidths

of the upper Hubbard sub bands for= 1,2 are also

small and, being above the Fermi level, they are empty.
Within the scenario considered, the lower sub bands have

weight slightly less than onél — 7). For the bands’, A;

is far above the Fermi energy. Thus, the upper sub

bands are empty and the spectral weight in the pote

A, is (1 — (11n/12)). Therefore, the effective Schimger
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Fig. 1. (A) The equilibrium volumes, in experiment, LMTO-ASA (using the standard model), corrected LMTO-ASA and shifted theory, for
some selected lanthanides. The basis-set shifts used are (in a.u.)¥Bgfze= —0.157, —0.185 for Pr,—0.184 for Nd,—0.176 for Pm~0.172

for Sm and—0.003 for Tm. (B) Bulk modulus for the same elements. The slope of the lanthanide correction is reduced due to the contribution to

the cohesive energy from the delocaliZed

equation for bands 1 and 2 at~ A4; = A, — U givesw —
(4, — U) — (1 — nty(k, w) = 0, whereas for the bandsat
o~ Ay, we findo ~ 4, — (1 — 119/12)t,(k, w) = 0.

Since in the case of LDA calculations with delocalifed
electrons the center of tHeband is~ A,, we conclude that
the potential for the 1st and 2nd orbitals is shifted down by
U (similar to the LDA+ U—result [26] and self-interaction
correction (SIC)-theory [28,29] butithoutfactorsn,). The
next conclusion is that the described factors should be intro-
duced into the LMTO overlap and Hamiltonian matrices.

Before giving numerical examples of cohesive properties
(e.g. equilibrium volume) obtained from our method we
describe how the total energy was calculated. As is well
known, the equation for the exchange-correlation potential
v, derived by Sham [30] connects it with the exact self-
energy of the electron system. Making use of a strong-
coupling (SC) perturbation theory (PT) developed by us
we have performed the analysis of the contributions to the
self-energy and found that there exists a one-to-one corre-
spondence between the graphs for the self-energy in the

Thus, we calculate the charge density and a self-consistentstandard weak-coupling (WC) PT (in e.g. the random-

potential, corresponding to the givef, wheren comes
from the equation of self-consistency

n= -2 3 f@IMGIZIZA2(, 1 i k), @
m

w,v,k

since the parametd? - = 1 — (11/12)n renormalizes#’
and@. HereG (1212»:12212) j5 optained from the transformed
secular matrix for the normal LMTO-GF&E — #) %, via
f. For Pr, we find the following picture. Two of tHeorbitals
are located at an energyU lower than the remaining-

states and below the bottom of the conduction bands. There-

fore, we treat thesd-states as core states removing the
somewhat arbitrary choice of a value for the Hubbkkd
Compared to LDA+ U and SIC methods, in our approach
the spd-f hybridization is reduced by the renormalizing
factor v/P. The theory is generalized for the other lantha-
nides straightforwardly.

phase approximation) and the sequence of graphs in
SCPT. Using the facts that: (a) Sham’s equation [30] should
produce av, corresponding to the particular SE choice; (b)
established correspondence between the WC and SC PT
graphs; (c) the statement of Kotani [31], that the static
random phase approximation reproduces well the DFT-
LDA calculation with the standard choice of;, we come

to the conclusion that, within the approximation chosen, the
original LDA functional form fory,. can be used. However,
the charge density is calculated from renormalized fermions
which differ from the standard fermions by the renormaliz-
ing factors +/P. Hence the charge densityp(r), also
depends on/P. The mixing and hopping in the effective
Kohn—Sham equation should be renormalized by the same
P as described above and a part of the renormalized
electrons should be described as localized (lower transitions)
and the rest (coming from the upper transitions) as deloca-
lized. The separation is caused by self-interaction correction
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automatically generated in PT. Finally, the equation of self-
consistency for parametér(Eq. (7)) should be added.

We have hence calculated the total energy using the
regular LDA total energy expression, using the electron
density pp(r), i.e. E pa(pp(r)), where the parameteP
which comes from electron correlations, is found self-
consistently from additional equation and regulates distribu-
tion of spectral weight between lower and upper parts of
energy. In Fig. 1A, we show the equilibrium volumes of
some selected lanthanides, from experiment, uncorrected
Kohn—Sham calculations (LMTO-ASA) and from our
corrected theory. Note that the many-body corrections are
presented together with shifted data due to an incomplete
basis set used in the LMTO-ASA calculations. This shift
was calculated by comparing (LDA) volumes obtained
from a full-potential (FP)-LMTO, multi-basis set calcula-
tion with (LDA) volumes from LMTO-ASA calculations,
ARgys = RSP — RMTOASA  An overall good agreement is
obtained, and for the heavier lanthanides the renormaliza-
tion correction becomes vanishingly small (as seen for Tm).
The only parameter of our model, the position of the UHB
with respect to the Fermi level, was taken from bremsstrah-
lung isochromat spectra (BIS) [32]. In principle, this value
can be found from a super cell calculation changingfthe
occupancy at one site. For ceriudy,, 1 is = 3.5 eV above
the Fermi level, and shifting this to.8*+ 1 eV, only
affected the equilibrium volume with:0.5%. For samar-
ium, the position of the UHB is= 0.6 eV, and changes in
the position with 0.1 eV, changed the volume with
+0.8%. For the other elements changes were of the same
order. Therefore, we conclude that the results are rather
insensitive with respect to the position of the UHB. Fig.
1B shows the bulk modulus. Note that this value is quite
sensitive to the fitting procedure (pressure—volume fit) and
to the structure, thus, it should be considered only as an
approximate value.

The physical picture obtained is consistent with previous
theoretical work on Fermi surfaces [27] where a better
agreement between theory and experiment was obtained
when including, ad-hoc, the 4f states as valence electrons

even though part of these 4f states were treated as occupied

core states. It is also consistent with results obtained from
self-interaction corrected density functionals on Pr metal
[28,29]. Unlike the method of orbital polarization, the
present theory contains a trumany-bodycorrection, and
thus presents a different physical approach. The decisive
parameter in our case (unlike to the LDAU method) is

not the absolute value of the Hubbdddbut the position of

the transition E(I',,1) — E(I,) with respect to Fermi
energy. We have taken this parameter from experimental
data [32] and this led us to an improvement in the calculated
cohesive properties. First loop corrections, affecting the
position of the levels, are small in our case [33]. Fluctuations
coming from charge excitations are expected to alter the situa-
tion at non-zero temperature, however, this remains an open
question.
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We have shown that many-body corrections to the
standard model improves the cohesive properties of the
lanthanides, and explains the observed discrepancy for the
equilibrium volumes for the light lanthanides. The only
input to the present theory is the position of the upper
Hubbard transition, Ay, , which was taken from BIS
data. We found that a moderate change in energy of this
transition gives only a minor change in the equilibrium
volume. The calculated volumes are in good agreement
with the experimental ones, which means that the excited
states contribute to the ground state properties. The
presented theory is designed to deal with strongly correlated
electron systems and is integrated in an electronic structure
method, and made fully self-consistent. It describes an addi-
tional contribution to the chemical bonding, from a fraction
of f-electrons hybridized with the conduction electrons.
Compared to, for instance, the LDA U, orbital polariza-
tion or SIC methods the present theory involves a decrease
of mixing due to strong correlations, causing theand-
width to be reduced.
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